a]azepine A,B-ring system, has been isolated from a root extract of S. curtisii Hook. f.
The structure and relative stereochemistry was determined by spectral data interpretation and X-ray crystallography.
The stemona group of alkaloids includes more than 40 different natural products that have been structurally classified into five different groups. 1 The pyrrolo [1,2-a] azepine (1-azabicyclo[5.3.0] decane) nucleus is common to all compounds in these groups. For example, the relatively complex Stemona alkaloid, stemofoline (1) , has the typical pyrrolo [1,2-a] azepine A,B-ring structure, characteristic of this class of alkaloids. 2 A few of these alkaloids do not fit these five structural groups and have a more complex bridged structure or ring structures that most likely arises from initial oxidative cleavage of the pyrrolo [1,2-a] presence of the C-and D-ring system that is typically found in the stemoamide group of alkaloids, including stemofoline (1). 1, 6, [9] [10] [11] [12] [13] [14] [15] [16] [17] The 13 C/DEPT NMR spectra of 2 indicated four methine carbons, and six methylene carbons and, unlike the other Stemona alkaloids, except 1 and its didehydro and 2'-hydroxy derivatives, 2 a quaternary carbon at  120.4 was apparent, indicative of a acetal-like structure (C-9).
Indeed the corresponding acetal carbon (C-8) in 1 occurs further upfield at  112.7.
2
The X-ray structural analysis confirmed the molecular formula of 2 and revealed its connectivity and relative stereochemistry and showed that this alkaloid has a novel pentacyclic structure based on a unique pyrido [1,2-a] azepine A,B-ring system (that is a 6,7-bicyclic A,B-ring system) and not the typical pyrrolo [1,2-a] azepine A,B-ring system (5,7-bicyclic A,B-ring system). This is the first Stemona alkaloid to have this type of base structure. The absolute configuration of 2 is not known but is assumed based on the known configurations of Stemona alkaloids with similar C,D-ring structures. 6, [9] [10] [11] [12] [13] [14] [15] [16] [17] The X-ray structure of 2 also showed that the piperidine A-ring adopts a chair-like conformation and is connected to the B-and C-rings through an ether bridge between C-1 and the quaternary acetal carbon C-9 readily identified in the 13 C NMR spectrum.
The full 1 H and 13 C NMR spectral assignments for 2, based on extensive COSY, TOCSY, NOESY, HMQC, and HMBC experiments, are shown in Table 1 . Of significance in the NOESY spectra of 2 were cross peaks between H-10 and H-6, H-6 and H-8, H-7and H-3, H-3 and H-2 and H-2 and H-4 (Figure 2 ). These cross peaks allowed the unequivocal assignment of all methylene protons in the 1 H NMR spectrum of 2 ( Table 1 ) and indicated that the solution-structure of 2 is similar to the solid-state structure. That is, the A-ring adopts a chair-like conformation in which the axial proton H-3 is in close proximity to H-7 in the seven-membered ring on the concave face of the molecule (Figures 1 and 2 ).
In conclusion, a new pentacyclic stemona alkaloid, stemocurtisine (2), with a novel pyrido[1,2-a]azepine A,B-ring system has been isolated from a root extract of
S. curtisii.

Experimental Section
General Experimental Procedures. Melting points were determined by a Reichert hot-stage melting point apparatus and are uncorrected. Optical rotations were measured using a JASCO DIP-370 polarimeter. IR spectra were obtained on a Nicolet AVATAR 300 FTIR spectrophotometer. 1 H (500 MHz), 13 C (75 MHz), and 2D NMR spectra were recorded on Varian Unity 300 and 500 spectrometers. Extraction and Isolation. The dry ground root of S. curtisii (0.4 kg) was percolated with 95% ethanol (3 x 800 mL) over 3 days at room temperature. The ethanolic solution was evaporated to give a dark residue (50 g) that was partitioned between water and chloroform. The chloroform extract was extracted with 5%
hydrochloric acid solution and the aqueous solution was made basic with aqueous ammonia and extracted with chloroform to afford 0.9 g of crude alkaloid material.
This material was chromatographed on silica gel (100 mL) using gradient elution from 100% dichloromethane to 50% methanol/dichloromethane containing 1% 
